Raw materials and solvents K 2 CO 3 , Na 2 CO 3 ,18-crown-6, KHF2 (3 M solution in water), phenylboronic acid, bromobenzene, Pd(PPh3)4 ,Pd(dppf)Cl 2 •DCM complex were purchased from Sigma-Aldrich and used as received. Dioxane (inhibitor-free, anhydrous), toluene (anhydrous), DMF (anhydrous), were received from Sigma-Aldrich and used without further drying. Electronic Supplementary Material (ESI) for Chemical Science. This journal is
DPP, 8]
A round-bottomed flask was filled with 3,6-di(thiophen-2-yl)pyrrole [3,4-c] pyrrole-1,4(2H-5H)-dione 7 (5.00 g, 16.6 mmol), [1] K 2 CO 3 (9.2 g, 67 mmol), 18-crown-6 (0.05 g), and DMF (anhydrous, 70 cm 3 ). The reaction mixture was heated at 130 °C under N 2 atmosphere. 1-Bromooctadecane (17 g, 50 mmol) was added to the mixture by syringe. After the reaction was stirred for another 20 h at 130 °C, the solution was cooled to room temperature and poured into the ice-water mixture (200 cm 3 ). The precipitate was filtered and rinsed with a copious amount of water. The filter cake was washed further with MeOH several times. The 
4,7-dibromo-2-octyl-2H-benzo[d][1,2,3]triazole [(l-C8)-BTZ dibromide, 5]
A 250 cm 3 round-bottomed flask was filled with the 4,7-dibromobenzotriazole (9.00 g, 32.5 mmol) and K 2 CO 3 (8.9 g, 65 mmol). DMF (anhydrous, 80 cm 3 ) was added to the flask and the solution was heated to 90 °C. 1-Bromooctane(6.9 g, 36 mmol) was added in one portion by syringe. After the reaction mixture was stirred at 90 °C for 2 h, the solution was cooled to 
TGA and DSC
Thermogravimetric analyses (TGA) were performed on a NETZSCH TG 209 F3 thermogravimetric analyzer at a heating rate of 10 °C min-1 under a N2 atmosphere.
Thermal transition behaviours of polymers were measured on a NETZSCH DSC 404 F1 modulated differential scanning calorimeter (DSC) at a heat/cool rate of 10 °C min-1 under N2 for three heat/cool cycles.
No appreciable glass transitions were detected in any of the polymers. 
Gel permeation chromatography (GPC)
Gel permeation chromatography for (b-C20)-DPP-(l-C8)-BTZ and (l-C16)-DPP-(l-C8)-BTZ were performed on a Agilent Technologies 1200 series GPC by eluting chlorobenzene at 80 °C, using two PL mixed B columns in series, and calibrated against narrow polydispersity polystyrene standards. Note that E LUMO is calculated from E HOMO and the optical band gap. The reduction onset values should not be used to estimate E LUMO as the CV of the reduction process was not reversible. 
Cyclic voltametry

Cyclic voltammetry (CV) experiments for (l-C18)-DPP-(b-C17)-BTZ and (l-C18)-DPP-(l-
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